General Procedure for the synthesis of N-propargylic β-enaminones 3 (Scheme S1). To a stirred solution of the corresponding β-enaminone 1 (1.8 mmol) in DMF (0.45 mL) at room temperature under argon was added (i-Pr) 2 NH (3.6 mL), PdCl 2 (PPh 3 ) 2 (0.036 mmol) and CuI (0.036 mmol) in turn and the reaction mixture was stirred for 10 min. The appropriate aryl iodide (2.8 mmol) was then added and the resulting mixture was stirred at room temperature for approximately 2-5 h (Note that stirring was continued until β-enaminone 1 was completely consumed as monitored by routine TLC). After the reaction was over, ethyl acetate (30 mL) S4 was added, and the resulting solution was washed with 0.1 N HCl (10 mL) and subsequently with a saturated NH 4 Cl solution (20 mL) in a separatory funnel. After the layers were separated, organic phase was dried over MgSO 4 and evaporated on a rotary evaporator to give the crude product, which was purified by flash chromatography on silica gel using hexane/ethyl acetate (9:1 followed by 4:1) as the eluent to afford the corresponding Npropargylic β-enaminone 3. 3058, 2931, 2855, 1736, 1584, 1567, 1475, 1443, 1327, 1299, 1258, 1157, 1054, 1024, 752, 689 3057, 2931, 2855, 1736, 1584, 1567, 1509, 1475, 1443, 1327, 1298, 1259, 1226, 1157, 1076, 1054, 815, 748, 691 3059, 2931, 2855, 1736, 1584, 1567, 1504, 1475, 1327, 1299, 1260, 1219, 1153, 1054, 1024, 834, 748 IR (neat) 3077, 2932, 2857, 1737, 1578, 1555, 1521, 1475, 1442, 1346, 1325, 1295, 1257, 1161, 1145, 1054, 1023, 854, 749, 689 2931, 2855, 1736, 1578, 1560, 1473, 1443, 1326, 1298, 1259, 1226, 1157, 1090, 1053, 1023, 833 3056, 2931, 2856, 1737, 1578, 1560, 1473, 1326, 1298, 1259, 1226, 1157, 1090, 1053, 1015, 814, 753, 690 This scheme refers to Scheme 3 in the paper.
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General Procedure for the synthesis of spiro-2H-pyrroles 5 (Scheme S2). To a stirred solution of N-propargylic β-enaminone 3 (0.30 mmol) in DMSO (3 mL) under air was added Cs 2 CO 3 (0.90 mmol) and the resulting solution was allowed to stir at 80°C for approximately 30-75 min (Note that the progress of the reaction was monitored by routine TLC for the completion of the reaction). After the reaction was over, the reaction mixture was cooled to room temperature and diluted with chloroform (30 mL). To the diluted reaction mixture, equal volume of ice was added, stirred for 10 minutes and the organic layer was separated from aqueous layer. The aqueous layer was extracted twice with chloroform (2 x 15 mL) to minimize the loss of product. The combined organic layers were dried over MgSO 4 and evaporated on a rotary evaporator to give the crude product, which was purified by flash chromatography on silica gel using hexane/ethyl acetate (9:1 followed by 4:1) as the eluent to afford the corresponding spiro-2H-pyrroles 5. 3061, 2929, 2854, 1736, 1656, 1596, 1446, 1291, 1239, 1171, 1068, 1045, 1019, 873, 746, 714, 691 (CH), 128.5 (CH), 123.6 (CH), 85.6 (C), 33.8 (CH 2 ), 25.5 (CH 2 ), 23.7 (CH 2 ) (Two CH peaks overlap with each other); IR (neat) 3067, 2920, 2855, 1651, 1596, 1521, 1444, 1345, 1301, 1260, 1167, 1072, 1019, 876, 840, 746, 725, 687 (neat) 3061, 2922 , 2855 , 1654 , 1595 , 1492 , 1445 , 1402 ,1316 , 1294 , 1255 , 1155 , 1093 , 1015 MS (ESI, m/z) mmol) and the resulting solution was allowed to stir at 80°C for approximately 1 h (Note that the progress of the reaction was monitored by routine TLC for the completion of the reaction). After the reaction was over, the reaction mixture was cooled to room temperature and diluted with chloroform (30 mL). To the diluted reaction mixture, equal volume of ice was added, stirred for 10 minutes and the organic layer was separated from aqueous layer. The aqueous layer was extracted twice with chloroform (2 x 15 mL) to minimize the loss of product. The combined organic layers were dried over MgSO 4 and evaporated on a rotary evaporator to give the crude product, which was purified by flash chromatography on silica gel using hexane/ethyl acetate (9:1 followed by 4:1) as the eluent to afford the indicated product as a dark violet solid. (For spectroscopic data of 15a, see above).
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